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Abstract

Recently, the first mixed C/P phosphatetrahedranes (tBuC)3P and (tBuCP)2 were

reported. Unlike (tBuCP)2, (tBuC)3P exhibits remarkable thermal stability, which can

be partially attributed to a network of nine hydrogen-hydrogen bonds (HHBs) local-

ized between the tert-butyl substituents. The stabilizing contribution arising from this

network of HHBs were obtained from local energy decomposition (LED) analysis cal-

culated at the domain-based local pair natural orbital CCSD(T) (DLPNO-CCSD(T))

level of theory. These calculations suggest that each HHB contributes approximately

−0.7 kcal/mol of stabilization; however, the net stabilization energy likely lies between

−0.25 and −0.5 kcal/mol due to steric repulsion. Spatial analysis of the London disper-

sion energy via a dispersion interaction density (DID) plot reveals that the DID surface

is localized at key C−H groups involved in HHBs, consistent with London dispersion

interactions predominantly arising from HHBs. In addition, we present a computed

1

giovanni.bistoni@kofo.mpg.de
ccummins@mit.edu


mechanism that supports a phosphinidenoid species as a key reaction intermediate in

the synthesis of (tBuC)3P.

Introduction

The significant strain and ensuing high reactivity of tetrahedranes have attracted the atten-

tion of chemists for decades. In 1978, Maier and co-workers successfully isolated tetra-tert-

butyl tetrahedrane ((tBuC)4), a tetrahedrane with a core composed of only carbon atoms.1

In this seminal study, the authors found that the isolated tetrahedrane exhibits remarkable

thermal stability and attributed this property to the accumulation of four sterically demand-

ing substituents that effectively enclose the highly reactive tetrahedrane core. In order to

expose the tetrahedrane core, the hydrogen atoms of the tert-butyl substituents must be

forced into close contact, a phenomenon that was termed the “corset effect” by Maier. In-

deed, early attempts to prepare tetrahedranes with phenyl and methyl substituents were

unsuccessful, even under matrix isolation conditions.2–6 However, it was later shown by

Sekiguchi and co-workers that tetrahedrane derivatives with less bulky groups could be pre-

pared by incorporating strongly σ-donating and π-accepting trimethylsilyl substituents,7–9

which have a stabilizing effect on strained organic systems.10–12

In 2003, Bader proposed that the stability of (tBuC)4 is partially accounted for by a

network of 18 hydrogen-hydrogen bonds (HHB), which imparts significant stabilization en-

ergy on the tetrahedrane through London dispersion (LD) interactions. 13 In fact, atoms in

molecules (AIM)14,15 analysis suggests that the network of HHBs found in the T -symmetric

structure, the lowest energy conformer of (tBuC)4,16 contributes 13.2 kcal/mol of stabiliza-

tion.13 However, a more recent computational analysis (B3LYP/6-31G(d,p) level of theory)

estimates that the stabilization energy arising from dispersion interactions is closer to 3.1

kcal/mol using an isodesmic reaction.17 Despite significant debate over the nature and exis-

tence of hydrogen-hydrogen bonds,18–27 these interactions have been identified in a number
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of other systems. For example, HHBs have been examined in alkane complexes28–30 and a

direct relationship between the number of HHBs and the boiling points of linear alkanes,

as well as the stability of the complexes, was found.31 Additionally, homopolar hydrogen-

hydrogen interactions have been identified in main group hydrides32–34 and, in particular,

shown to have a significant stabilizing effect on the solid state structures of alkali-metal

amidoboranes used for hydrogen storage.35,36 However, whether these interactions are net

attractive or repulsive is still a matter of debate.37 Furthermore, Garcia and co-workers have

even demonstrated that the coordination geometry of a transition-metal complex may be

affected by HHBs between ligand substituents and free hydrocarbons.38

Recently, the first mixed phosphatetrahedranes, (tBuC)3P39 and (tBuCP)2,40 were re-

ported. The successful isolation of these compounds is consistent with our chemical intuition

that higher main group elements better accommodate acute bond angles41 and, consequently,

have a stabilizing effect on the tetrahedrane core.42 The synthesis of (tBuC)3P required the

development of novel reaction chemistry and was prepared via the dehydrohalogenation of a

cyclopropenyl-substituted hydro(fluoro)phosphine. We have proposed that this reaction gen-

erates an unsaturated phosphorus center that closes with the neighboring olefin to form the

target molecule, though this reaction has yet to be thoroughly investigated in mechanistic

detail.

We found that (tBuC)3P exhibits remarkable thermal stability, unlike (tBuCP)2, which

decomposes above −32 ◦C when isolated. This suggests that the incorporation of bulky

tert-butyl substituents likely also plays a critical role in kinetically stabilizing the isolated

phosphatetrahedranes. Analysis of NBO second-order perturbation energies reveals that

the donation of the C−C and C−P bonds of (tBuC)3P into the C−CtBu antibonds plays a

critical role in the stabilization of the tetrahedrane.42 This analysis suggests that the tert-

butyl substituents provide as much as 16 kcal/mol of stabilization through this interaction.

While it may not be the dominating factor, we propose that (tBuC)3P is also stabilized by

a network of HHBs through LD forces.
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London dispersion is a pure electron correlation effect; therefore, this network interactions

would be best described by highly accurate first principle computational methods, such

as the coupled-cluster method with singles, doubles, and perturbative triples excitations

(CCSD(T)).43 However, these methods are often prohibitively computationally expensive

for large systems. Generally, density functional theory (DFT) is employed when analyzing

molecular systems of this size, but it does not adequately describe weak interactions. 44,45 A

force field correction, such as Grimme’s popular −D3 correction,46 is commonly included to

better account for non-covalent interactions, but the dispersion energies obtained from these

calculations are highly functional dependent.47 The domain-based local pair natural orbital

variant of CCSD(T) (DLPNO-CCSD(T)) was recently reported and it allows for coupled-

cluster calculations be performed on large systems while retaining its high accuracy.48,49

Moreover, a local energy decomposition (LED) scheme for DLPNO-CCSD(T) was developed

and may be employed to analyze and quantify non-covalent interactions.43,50–52

Herein, we describe the nature and properties of hydrogen-hydrogen bonds found in bulky

phosphatetrahedranes at the DLPNO-CCSD(T) level of theory. A LED scheme was used to

extract the dispersion energy found between the substituents. From these values, we are able

to comment the stabilization energy imparted by HHBs found between bulky substituents

of selected phosphatetrahedranes. Additionally, we present a computed mechanism that

is consistent with (tBuC)3P formation via a transiently formed cyclopropenyl-substituted

halophosphide anion.

Computational Details

All calculations were performed using a development version of the ORCA quantum chem-

istry package based on version 4.2.53,54 Geometry optimizations and harmonic frequen-

cies calculations for (tBuC)3P, methane dimer and trimer, isobutane dimer and trimer,

(tBu)2(H)C3P, (tBu)2(Me)C3P, (tBu)2(Et)C3P, and (tBu)2(iPr)C3P were carried out using
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density functional theory (DFT) with the TPSS-D3 functional46,55 in conjunction with the

def2-TZVP orbital basis set56 and def2/J auxiliary basis sets.57 The Becke-Johnson damping

parameters were used in the −D3 correction.58,59 Geometry optimizations and frequencies

calculations for [(HC)3P(Cl)]−, (HC)3P, and the associated transition state were carried out

using DFT at the B3LYP-D3/ma-def2-TZVP(-f) level of theory46,56,58 with a THF CPCM

solvation model60 and def2/J auxiliary basis sets.57 The Becke-Johnson damping parameters

were used in the −D3 correction.58,59 Single point energies for all structures were calculated

using the domain-based local pair natural orbital coupled-cluster method with singles, dou-

bles, and perturbative triples excitation (DLPNO-CCSD(T))61 using TightPNO settings62

and the cc-pVQZ basis set.63 London dispersion energies were quantified using the Local

Energy Decomposition (LED) scheme.50 The contribution of the triples correction to the

London dispersion was estimated as detailed in Ref. 64 and 52. Intrinsic bond orbitals

(IBOs)65 were generated using IboView.66

Results and Discussion

Methane Dimer

When investigating the effect of hydrogen-hydrogen bond interactions between substituents

in (tBuC)3P and its contribution to the stability of the molecule, it is important to consider

the opposing contribution from steric repulsion. The balance of these two effects dictates

whether these non-covalent interactions have an overall stabilizing effect.30,67,68 Hence, before

beginning our discussion on the effect of HHB interactions in (tBuC)3P, it is useful to consider

the dissociation energy profile for the simplest system containing a HHB interaction, that is,

the methane dimer in the conformation shown in Figure 1. For this system, the interaction

between the two methane molecules becomes attractive when the H−H distance (highlighted

in red) is greater than 2.2 Å. The energy reaches a minimum at ca. 2.6 Å and increases slowly

upon increasing the distance of separation. Note that, in contrast to the total energy, the
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attractive LD energy always increases in magnitude for shorter H−H contacts. However, for

H−H distances smaller than 2.2 Å, the repulsive contributions to the interaction (e.g. steric

repulsion) dominate over the dispersion energy. This analysis suggests that H−H contacts

with internuclear distances below 2.2 Å are net repulsive while those with H−H distance

between 2.3 and 2.8 Å are net attractive.

–

–

–

–

Figure 1: Dissociation Energy Profile for the Methane Dimer. The vertical red line denotes
the H−H bond distance at which the interaction changes sign (ca. 2.2 Å). Values for energy
(kcal/mol) were obtained at the DLPNO-CCSD(T) level of theory using TightPNO settings
and the cc-pVQZ basis set.

London Dispersion Interactions in (tBuC)3P

Depicted in Figure 2 is the DFT optimized structure of (tBuC)3P (TPSS-D3/def2-TZVP

level of theory). Note that the staggered conformation of the tert-butyl substituents in

(tBuC)3P are consistent with the favorable Td→T distortion found for tetra-tert-butyl tetra-

hedrane.16,69 Roughly speaking, 9 HHBs with internuclear distances that lie between 2.3 and

2.6 Å can be identified in this system (highlighted in red in Figure 2A). This depicted net-

work of HHBs closely resembles the nine intramolecular bond paths between pairs of adjacent
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tert-butyl hydrogen atoms revealed by topological analysis of the electron density (B3LYP-

D3/6-31G**) for (tBuC)3P.39 In order to quantify the stabilization energy associated with

the network of HHBs, the phosphatetrahedrane was divided into four fragments, one for each

tert-butyl group and one for the phosphatetrahedrane core (Figure 2B). The LD interaction

between each pair of tert-butyl groups was found to be −2.2 kcal/mol. Hence, the over-

all stabilizing effect originating from LD forces acting between the tert-butyl groups is −6.6

kcal/mol, suggesting that the average LD energy contribution associated with a HHB is −0.7

kcal/mol. This value is of course slightly overestimated because we are assuming that LD

originates exclusively from those 9 HHBs. Additionally, the stabilization energy imparted

by covalent-like charge delocalization, which has been shown to have a minor contribution

to the overall HHB stabilization energy, is not accounted for.29,70 Nevertheless, it is roughly

consistent with that obtained for the methane dimer when the HHB distance is ca. 2.2 Å

and Bader’s estimate that, on average, each of the 18 HHB found in the T -symmetric struc-

ture of (tBuC)4 contributes approximately 0.8 kcal/mol to the structure’s stabilization. 13

For reference, the intramolecular hydrogen-hydrogen bond found for the “in-in” conformer

of o-xylene contributes as much as 4.8 kcal/mol of stabilization based on the recently devel-

oped IQA (Interacting Quantum Atoms)71-based FAMSEC (real space fragment attributed

molecular system energy change)72 approach.26

BA

Figure 2: A) Structure of (tBuC)3P (top view, left; side view, right). The HHB contacts
associated with the interaction of neighbouring tert-butyl groups are highlighted in red and
all lie between 2.3 and 2.6 Å. B) Fragmentation pattern of (tBuC)3P for LED analysis with
colored ellipses denoting different fragments.
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To verify these findings, we have analyzed an intermolecular model system constituting

two molecules of isobutane placed exactly in the same position of a pair of tert-butyl groups

in (tBuC)3P. The so-called Dispersion Interaction Density (DID)51,73 plot for this system is

depicted in Figure 3. This plot provides a spatial analysis of the London dispersion energy

extracted at the DLPNO-CCSD(T)/LED level and integration of the corresponding DID

surface provides the exact value of the LD energy.

Figure 3: Spatial Analysis of the London Dispersion Energy. Dispersion Interaction Density
(DID) plot for the interaction of two molecules of isobutane placed exactly in the same
position as the tert-butyl groups in (tBuC)3P. “Attractive” HHB contacts are highlighted in
red, “repulsive” contacts are emphasized in green. The isovalue for the DID surface is 0.1
kcal/mol.

Interestingly, the DID surface is mainly localized around the key C−H groups involved

in the hydrogen-hydrogen bonds. Additionally, two C−H groups exhibit more extended DID

surfaces than the others. This effect originates from the fact that these C−H groups are

involved in the formation of two HHBs. This was also confirmed by a detailed analysis

of the double excitation contributions constituting the LD dispersion energy. This finding

demonstrates that the stabilizing LD energy in this system originates mainly from H−H

contacts.

Four HHBs were found for this model system, three corresponding to the interaction of

methyl groups (the HHB distance is greater than 2.2 Å) and one representing the H−H
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interaction involving the tertiary carbons (the HHB distance is 2.1 Å). The overall LD

energy for this system is −3.3 kcal/mol. Hence, as a rule of thumb, we can conclude that

each H−H contact contributes, on average, −0.7 kcal/mol to the overall LD energy. This

is consistent with the discussion above. However, it is worth stressing that steric repulsion

will significantly reduce the net stabilizing contribution association with a given HHB. This

aspect is discussed in the next section.

The Balance Between London Dispersion and Steric Repulsion

Depicted in Figure 4 (left) is an intermolecular model system consisting of three interacting

isobutane molecules placed exactly in the same position of the tert-butyl groups in (tBuC)3P.

The total association energy of the system, i.e., the difference between the energy of the

adduct and that of the three isobutane molecules placed at an infinite distance of separation,

is −4.3 kcal/mol. Using the LED scheme, this number can be exactly decomposed into a

contribution coming from the non-dispersive components of the interaction (in LED these

are electronic preparation, electrostatics, exchange and non-dispersive correlation) and a

contribution coming from the LD energy. The sum of all non-dispersive contributions is

repulsive and amounts to +5.9 kcal/mol, whilst the LD energy amounts to −10.4 kcal/mol.

Hence, this system is effectively held together by LD forces originating from 12 H−H contacts

and the average contribution of each HHB to the overall LD energy is −0.9 kcal/mol.

If this system is simplified by replacing all methyl groups with hydrogens, as depicted in

Figure 4 (right), an unstable structure with an association energy +0.3 kcal/mol is obtained.

This is consistent with the methane dimer model discussed earlier. In fact, the simplified

system features only 3 H−H contacts, which all exhibit internuclear distances below the

threshold of 2.2 Å. The total LD contribution is fairly large and amounts to −2.9 kcal/mol.

However, the repulsive contributions to the interaction sum up to +3.2 kcal/mol, making

the overall interaction energy repulsive.
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Figure 4: Intermolecular Model System. Left: the interaction of three molecules of isobu-
tane placed exactly in the same position as the tert-butyl groups in (tBuC)3P. Right: the
interaction of three methane molecules in the same position.

Substituents Effects on the Dispersion Interactions in (tBuC)3P

The network of HHBs found in (tBuC)3P was further investigated by systematically re-

placing one of the three tert-butyl substituents with a hydrogen ((tBu)2(H)C3P), methyl

((tBu)2(Me)C3P), ethyl ((tBu)2(Et)C3P), and isopropyl group ((tBu)2(iPr)C3P). The DFT-

optimized structures (TPSS-D3/def2-TZVP level of theory) are depicted in Figure 5 and

the HHBs with internuclear distances shorter than 2.8 Å are highlighted in red. Interest-

ingly, (tBu)2(H)C3P, (tBu)2(Me)C3P, and (tBu)2(iPr)C3P adopt Cs-symmetric structures,

which results in fewer, but shorter, hydrogen-hydrogen bonds. This contrasts the orienta-

tion of the tert-butyl substituents found for the lowest energy conformers of (tBu)2(Et)C3P,

(tBuC)3P, and (tBuC)4.16 It is important to note that while the Td-symmetric structure of

(tBuC)4 leads to greater stabilization from dispersion interactions between the tert-butyl sub-

stituents, calculations suggest that the T -symmetric is lower in energy due to stabilization

of the tetrahedrane core.13

In order to quantify the dispersion energy found between each substituent of the phos-

phatetrahedrane derivatives discussed above, the phosphatetrahedranes were broken up into

four fragments – two for the tert-butyl groups, one for the tetrahedrane core, and one for
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Figure 5: Optimized Structures of Bulky Phosphatetrahedrane Derivatives. A, B, C, and
D depict the optimized structures of the (tBu)2(H)C3P, (tBu)2(Me)C3P, (tBu)2(Et)C3P,
and (tBu)2(iPr)C3P, respectively. HHBs with internuclear distances of less than 2.8 Å are
highlighted in red.

H−, Me−, Et−, and iPr− groups. It was found that the total energy arising from dis-

persion interactions between substituents in (tBu)2(H)C3P, (tBu)2(Me)C3P, (tBu)2(Et)C3P,

and (tBu)2(iPr)C3P amounts to −2.0, −3.2, −4.0, and −5.2 kcal/mol, respectively (c.f. −6.6

for (tBuC)3P). Considering the relatively short hydrogen-hydrogen bond lengths found in the

optimized structures presented in Figure 5, it is important to note that steric repulsion may

be significantly minimizing the stabilization effect arising from LD forces.

Computed Pathway of (HC)3P Formation

Treatment of cyclopropenyl-substituted hydro(fluoro)phosphine (tBuC)3P(F)H with a strong,

bulky base, such as lithium 2,2,6,6-tetramethylpiperidide (LiTMP), results in clean forma-

tion of (tBuC)3P (Figure 6).39 It was proposed that the cyclopropenyl-substituted fluo-

rophosphide [(tBuC)3P(F)]− is transiently generated upon deprotonation of (tBuC)3P(F)H

by LiTMP and that the anion reacts with the neighboring olefin to form (tBuC)3P with
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concomitant elimination of halide. Related phosphorus anions have been referred to as phos-

phinidenoids, in analogy to carbenoids.74 Bulky transition-metal-stabilized phosphinidenoids

have been isolated and characterized; however, [2+1]-cycloaddition reactivity of these species

appears to be limited to heteronuclear π-systems, such as ketones and imines.75,76

H

P

F

tBu

tBu

tBu

P

F
tBu

tBu

tBu

Li
LiTMP

−TMPH −LiF

P

tButBu

tBu

(tBuC)3P(F)H [(tBuC)3P(F)]
– (tBuC)3P

Figure 6: Synthesis of Tri-tert-butyl Phosphatetrahedrane ((tBuC)3P).39

Quantum chemical calculations were employed to elucidate the mechanism of (tBuC)3P

formation. Geometries were optimized at the ma-def2-TZVP(-f)/B3LYP-D3BJ, CPCM(THF)

level of theory and the Gibbs free enthalpies (T = 298.15 K) were obtained using single point

energies calculated at the DLPNO-CCSD(T)/aug-cc-pVDZ, CPCM(THF) level of theory.

The results are summarized in Figure 7A; note that the parent phosphatetrahedrane and

[(HC)3P(Cl)]− were used in this model system. A transition state, consisting of concerted

addition of the cyclopropenyl π-bond to the two-coordinate phosphorus center and simulta-

neous elimination of chloride, was located on the potential energy surface. The calculations

suggest that the model reaction proceeds with a very low energetic barrier of +5.7 kcal/mol

and that formation of (HC)3P is thermodynamically favorable by 20.2 kcal/mol, showing

that this reaction is accompanied by significant driving force.

Further insight into the reaction mechanism was gained by means of intrinsic bond or-

bitals (IBOs).65 Visualization of electron flow via localized IBOs allows for a direct con-

nection between intuitive “curly arrows” depictions of reaction mechanisms and quantum

chemistry.77 Key IBOs involved in the reaction mechanism for the formation of (HC)3P are

depicted in Figure 7B. Inspection of the selected IBOs along the intrinsic reaction coordinate

clearly shows concerted transformation of the cyclopropenyl π-bond and the phosphorus lone

pair into two σ-bonds found in (HC)3P. Additionally, these calculations reveal that the P−Cl
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Figure 7: Quantum Chemical Calculations for the Formation of (HC)3P. A Depiction of
(HC)3P formation via intramolecular cycloaddition and chloride elimination. Gibbs free
enthalpy is reported at 298.15 K. B Visualization of electron flow by means of intrinsic bond
orbitals (cyclopropenyl π-bond (top), phosphorus lone pair (middle), and P−Cl σ-bond
(bottom).

σ-bond transforms into a lone pair of the chloride leaving group.

Conclusion

We have demonstrated that nine hydrogen-hydrogen bonds between neighboring tert-butyl

groups are essential for the stability of (tBuC)3P. The stabilizing contribution associated with

each HHB is distance dependent and, on average, each HHB is associated with a stabilization

energy of −0.7 kcal/mol due to London dispersion forces. Each HHB is also associated with

a destabilizing effect originating from other non-dispersive contributions of the interaction

(e.g. Pauli repulsion). Hence, the net stabilizing effect associated with a given HHB is less

than −0.7 kcal/mol and the actual value likely lies between −0.25 (for the methane dimer
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case) and −0.5 kcal/mol (for the isobutane trimer model system). We have also presented a

computed mechanism that is consistent with (tBuC)3P formation proceeding via a transiently

formed phosphinidenoid species. Analysis of the IBOs along the intrinsic reaction coordinate

clearly shows the flow of localized orbitals in this transformation.

Supporting Information Available

XYZ coordinates for all structures and an example procedure for geometry optimization and

DLPNO-CCSD(T) LED analysis are in the supplementary materials.
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(34) Echeverŕıa, J.; Aullón, G.; Alvarez, S. Intermolecular Interactions in Group 14 Hydrides:

Beyond C−H· · ·H−C Contacts. Int. J. Quantum Chem. 2017, 117, e25432.

(35) Wolstenholme, D. J.; Titah, J. T.; Che, F. N.; Traboulsee, K. T.; Flogeras, J.; Mc-

Grady, G. S. Homopolar Dihydrogen Bonding in Alkali-Metal Amidoboranes and Its

Implications for Hydrogen Storage. J. Am. Chem. Soc. 2011, 133, 16598–16604.

(36) Wolstenholme, D. J.; Flogeras, J.; Che, F. N.; Decken, A.; McGrady, G. S. Homopo-

lar Dihydrogen Bonding in Alkali Metal Amidoboranes: Crystal Engineering of Low-

Dimensional Molecular Materials. J. Am. Chem. Soc. 2013, 135, 2439–2442.

(37) Sagan, F.; Filas, R.; Mitoraj, M. P. Non-Covalent Interactions in Hydrogen Storage

Materials LiN(CH3)2BH3 and KN(CH3)2BH3. Crystals 2016, 6, 28.

(38) Safin, D. A.; Babashkina, M. G.; Robeyns, K.; Mitoraj, M. P.; Kubisiak, P.; Garcia, Y.

Influence of the Homopolar Dihydrogen Bonding C−H· · ·H−C on Coordination Geom-

etry: Experimental and Theoretical Studies. Chem. Eur. J. 2015, 21, 16679–16687.

18



(39) Riu, M.-L. Y.; Jones, R. L.; Transue, W. J.; Müller, P.; Cummins, C. C. Isolation of

an Elusive Phosphatetrahedrane. Sci. Adv. 2020, 6, eaaz3168.

(40) Hierlmeier, G.; Coburger, P.; Bodensteiner, M.; Wolf, R. Di-tert-

butyldiphosphatetrahedrane: Catalytic Synthesis of the Elusive Phosphaalkyne

Dimer. Angew. Chem. Int. Ed. 2019, 58, 16918–16922.

(41) Kutzelnigg, W. Chemical Bonding in Higher Main Group Elements. Angew. Chem. Int.

Ed. 1984, 23, 272–295.

(42) Wolf, M. E.; Doty, E. A.; Turney, J. M.; Schaefer III, H. F. Highly Strained Pn(CH)3

(Pn = N, P, As, Sb, Bi) Tetrahedranes: Theoretical Characterization. J. Phys. Chem.

A 2021, 125, 2612–2621.

(43) Bistoni, G. Finding Chemical Concepts in the Hilbert Space: Coupled Cluster Analyses

of Noncovalent Interactions. WIREs Comput. Mol. Sci. 2020, 10, e1442.
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